The Equilibrium between Localized and Delocalized States of Thermochromic Semibullvalenes and Barbaralanes-Direct Observation of Transition States of Degenerate Cope Rearrangements.
The UV/Vis spectra of thermochromic semibullvalenes 1 and barbaralanes recorded at various temperatures yield enthalpy differences between the two degenerate classical structures 1 and 1' and the less stable species (1*) that absorb at long wavelengths. The latter species are interpreted in terms of higher, delocalized states that are located just above the flat potential energy barrier between the ground states (ΔH(0) =11 (R=H; in butyronitrile), 1 kJ mol(-1) (R=Ph)).